Experimental General Considerations
Reagents were purchased from Sigma-Aldrich, Alfa Aesar, or Matrix Scientific and used as received unless otherwise specified. Solvents were purchased from Caledon Laboratories, dried using an Innovative Technologies Inc. solvent purification system, collected under vacuum, and stored under nitrogen atmosphere containing 4 Å molecular sieves. The synthesis, characterization, and X-ray crystallographic data of 1,5-bis(4-methoxyphenyl)-3-cyanoformazan, 1,5-bis(2-methoxyphenyl)-3-cyanoformazan, 5a, and 5b have previously been reported. 1 C NMR spectra were referenced to CDCl 3 ( = 77.0 ppm).
11 B spectra were referenced to BF 3 ·OEt 2 at  = 0 ppm, and 19 F spectra were referenced to CFCl 3 at  = 0 ppm. Mass spectrometry data were recorded in positive-ion mode using a high-resolution Finnigan MAT 8200 spectrometer using electron impact ionization. Thinfilm samples of 5b and 5c were prepared by spin coating the appropriate sample onto a glass substrate from a 20 mg mL −1 solution of chlorobenzene. Samples were loaded onto the substrate using a 1 mL syringe and allowed to stand for 1 min before being spun at a rate of 3000 rpm for 30 seconds. Solution and thin-film UV-vis absorption spectra were recorded using a Cary 5000 UV-Vis-NIR spectrophotometer. For solution data, molar extinction coefficients were determined from the slope of a plot of absorbance against concentration using four solutions with known concentrations ranging between 10 and 100 μM. Infrared spectra were recorded on a KBr disk using a Bruker Vector 33 FT-IR spectrometer. Emission spectra were obtained using a Photon Technology International QM-4 SE spectrofluorometer. Excitation wavelengths were chosen based on absorption maxima from the respective UV-vis absorption spectrum in THF. Fluorescence quantum yields were calculated relative to ruthenium tris(bipyridine) hexafluorophosphate by methods described by Fery-Forgues and coworkers. 
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Electrochemical Methods
Cyclic voltammetry experiments were performed with a Bioanalytical Systems Inc.
(BASi) Epsilon potentiostat and analyzed using BASi Epsilon software. Typical electrochemical cells consisted of a three-electrode setup including a silver pseudo reference electrode, glassy carbon working electrode, and platinum counter electrode.
Experiments were run at a scan rate of 100 mV s −1 in degassed acetonitrile solutions of the analyte (1 mM) and electrolyte (0.1 M nBu 4 NPF 6 ). Cyclic voltammograms were referenced relative to the ferrocene/ferrocenium redox couple (1 mM internal standard)
and corrected for internal cell resistance using the BASi Epsilon software.
X-ray Crystallography Methods
Single crystals for X-ray diffraction studies of 5c were grown by slow diffusion of hexanes into a saturated solution of the compound in dichloromethane. The samples were mounted on a Mitegen polyimide micromount with a small amount of Paratone N oil.
X-ray measurements for 5c were made on a Nonius KappaCCD Apex2 at a temperature of 110 K. The data collection strategy was a number of ω and φ which collected data over a range of angles, 2θ. The frame integration was performed using SAINT. 4 The resulting raw data was scaled and absorption corrected using a multi-scan averaging of symmetry equivalent data using SADABS. 5 The structure was solved by using a dual space methodology using the SHELXT program. 6 All non-hydrogen atoms were obtained from the initial solution. The hydrogen atoms were introduced at idealized positions and were allowed to refine isotropically. The structural model was fit to the data using full matrix least-squares based on F 2 . The calculated structure factors included corrections for anomalous dispersion from the usual tabulation. The structure was refined using the SHELXL-2014 program from the SHELXTL program package. 
Preparation of 1,5-bis(2,6-dimethoxyphenyl)-3-cyanoformazan
In air, cyanoacetic acid (0.51 g, 6.0 mmol) and sodium hydroxide (3.27 g, 81.8 mmol)
were dissolved in deionized water (55 mL). The colourless solution was cooled to 0 °C and stirred for 1 h. In a separate flask, 2,6-dimethoxyaniline (1.80 g, 11.8 mmol) was combined with concentrated hydrochloric acid (3.50 mL, 42.0 mmol) in deionized water (20 mL) and stirred for 30 min at 0 °C. A solution of sodium nitrite (0.92 g, 13 mmol) in deionized water (3 mL) was cooled to 0 °C in an ice bath for 15 min before being added dropwise over a 30 min period to the 2,6-dimethoxyaniline solution. The resulting red/yellow diazonium salt solution was stirred for 45 min at 0 °C before it was added to the alkaline cyanoacetic acid solution described above over a 20 min period. Upon addition, the solution turned blood red and a precipitate of the same colour formed. The mixture was stirred for 3 h before the precipitate was collected by vacuum filtration to afford a red solid. The filtrate was neutralized with 1 M HCl, extracted into dichloromethane (3 × 100 mL), washed with deionized water (3 × 100 mL) and brine (1 × 150 mL), dried over MgSO 4 , gravity filtered, and concentrated in vacuo to afford a second portion of 1,5-bis(2,6-dimethoxyphenyl)-3-cyanoformazan as a red solid.
Both solids were combined and purified by flash column chromatography (dichloromethane, neutral alumina) and then recrystallized from methanol to afford 1,5-bis(2,6-dimethoxyphenyl)-3-cyanoformazan as a dark-red microcrystalline solid. 
